REMARKS 



Further and favorable reconsideration is respectfully requested in view of the foregoing 
amendments and following remarks. 

Thus, each of claims 1 and 7 has been amended to reposition the last two paragraphs so 
that they appear earlier in the claims; and these claims have been further amended to recite that 
the Si-OH/Si-0 ratio is made to be 0.1 to 1.0 by treating the inorganic fibers with moisture, 
based on the disclosure at page 8, line 22 of the specification. 

New claims 11-15 have been added to the application. Claim 1 1 is supported by page 8, 
lines 22-23 of the specification; claim 12 is supported by page 9, lines 4-5; claims 13 and 14 are 
supported by page 7, lines 22-27; and claim 15 is supported by page 7, lines 2-9. 

The patentability of the presently claimed invention after entry of the foregoing 
amendments, over the disclosure of the reference relied upon by the Examiner in rejecting the 
claims, will be apparent upon consideration of the following remarks. 

Thus, the rejection of claims 1-2 and 4-9 under 35 U.S.C. § 103(a) as being unpatentable 
over Tanimoto et al. (U.S. '968) is respectfully traversed. 

After discussing the Tanimoto et al. reference, the Examiner takes the position that the 
inorganic fibers of this reference would have intermolecular interaction of the Si-OH groups at 
the surface of the inorganic fibers because this is a known property of silicon oxide. However, 
the Examiner has offered absolutely no evidence that this is a known property of silicon oxide. 
In fact, this is not necessarily a known property of silicon oxide. Although, silicon oxide 
includes Si-OH groups on its surface under some conditions, the existence of the Si-OH groups 
does not directly mean the formation of intermolecular interaction between the bulk fibers. 

In this regard, as shown in USP 6,106,653 (copy attached), the formation of the Si-OH 
groups on the silicon oxide surface necessitates a special treatment of the surface thereof. 

Additionally, it is common sense that hydrogen bonding or intermolecular interaction 
functions only between the surface Si-OH groups and "molecules", as shown in the above US 
'653 patent, where the oxide surface Si-OH groups reacts with silane compounds. See the lower 
half of column 1 of US '653 . 

In the present invention, the inventors found that bulky inorganic fibers can perform an 
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intermolecular interaction between the bulky surfaces, if a certain condition is satisfied, that is, 
the Si-OH/Si-0 ratio as defined in claim 1 of the present application. 

The Tanimoto et al. reference uses, in the first embodiment, a binder to adhere the 
inorganic fibers having a diameter of 1-3 \xm to form inorganic fiber sheets (see column 7, lines 
23-26). 

In the second embodiment of this reference, glass fibers having a diameter of 4 |im 
(almost the same as the diameter of the inorganic fibers of the present invention) are inserted into 
an envelope material and formed to have a specific shape (see column 8, lines 20-30). The 
reason they are inserted into the envelope material is that the glass fibers can not be formed 
without a binding material. 

As such, it is apparent that intermolecular interaction between the bulk fibers does not 
occur in the Tanimoto et al. reference. 

In embodiments 5 and 6 of Tanimoto et al, binders are not used to connect the fibers, 
because the very fine fibers, having a diameter smaller than l(im, entangle with each other. 
However, when such fine fibers are to be used, there are some problems such as high material 
cost, and low bulk density (25 -120 kg/m 3 ). Moreover, as disclosed in the "Background Art" of 
the present application, these fine fibers are difficult to handle as a sheet form material (page 4, 
lines 12-14). 

Thus, as explained above, the conventional inorganic fibers are not bound with each 
other, i.e., there is no interaction between the bulk fibers to bind them together. 

The present invention addresses the above problems and provides an excellent vacuum 
heat insulating material that includes inorganic fibers bonded by the intermolecular interaction 
between the respective surfaces of the fibers. This interaction between the fibers is enhanced by 
specifying the Si-OH/Si-0 ratio of the surfaces of the bulk fibers as recited in claim 1 . The 
interaction between the bulk inorganic fibers was first found by the present inventors, and it 
occurs when the surface of the fibers are treated with moisture, as now recited in claims 1 and 7. 
No reference had ever reported this interaction between the bulk fibers. 
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Fundamentally, the hydrogen bond is observed only between the surfaces of the inorganic 
materials such as glass fibers and organic compounds, as shown in attached US '653, where the 
organic compounds are silane compounds. The diameter of the organic compounds is at a level 
of nanometers, and is about one thousandth of the diameter of the inorganic fibers of the present 
invention. 

For these reasons, the subject matter of claims 1, 2 and 4-9 is considered to be clearly 
patentable over the Tanimoto et al. reference. 

Attention is also directed to new claims 11-15, which are directed to embodiments of the 
invention which are even further distinguished from the Tanimoto et al. reference. 

In view of the foregoing amendments and remarks, it is submitted that the ground of 
rejection set forth by the Examiner has been overcome, and that the application is in condition 
for allowance. Such allowance is solicited. 



Respectfully submitted, 

Akiko YUASA etal. 

/Amy E. Schmid/ 
By; 2009.03.30 14:19:23 -04'00' 

Amy E. Schmid 
Registration No. 55,965 
Attorney for Applicants 
for 

Michael R. Davis 
Registration No. 25,134 
Attorney for Applicants 



MRD/AES/vah 

Washington, D.C. 20005-1503 
Telephone (202) 721-8200 
Facsimile (202) 721-8250 
March 30, 2009 
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[57] ABSTRACT 

The density of hydroxyl groups present on the surface of 
glass, such as E-glass fibers, is increased by subjecting the 
surface to a radio frequency induced gas plasma containing 
water vapor. Surfaces so treated exhibit enhanced adsorption 
of hydrolyzed organo silane coupling agents applied to 
improve adhesion between glass fibers and resin matrices in 
the manufacture of reinforced composites. 

8 Claims, 4 Drawing Sheets 
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Figure 2A 
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Figure 2B 




3000 3100 3200 3300 3400 3500 3600 3700 3800 



Frequency (cm" 1 ) 



U.S. Patent Aug. 22,2000 sheet 4 of 4 6,106,653 



4 — I — I — I — I — I — I — I — I — I — I — I — I — I — I — I — I — I — h 




jiis'a/ (a)N 



6,106,653 



WATER VAPOR PLASMA TREATMENT OF 
GLASS SURFACES 

FIELD OF THE INVENTION 

The present invention relates to a process for increasing 
the number density of hydroxyl groups present on glass 
surfaces by subjecting such surfaces to a water vapor plasma 
treatment. 

BACKGROUND OF THE INVENTION 

Fiberglass reinforced resinous composites and laminates 
are well known materials used in many applications, includ- 
ing oil field piping as well as automotive, marine and 
building applications. Articles are generally prepared by 
embedding continuous or chopped fiberglass filaments or 
bundles in a curable resinous binder such as a polyester or 
epoxy resin, followed by shaping and curing the shaped 
structure. The fiberglass serves to reinforce the structure 
giving rise to articles having improved strength and stress 
and shear resistance. 

In order to maximize mechanical properties as well as 
chemical resistance of the structure, it is necessary that a 
strong bond be developed between the resin matrix and the 
fiberglass reinforcement surfaces at their interface. The 
development of this strong bond may be achieved by coating 
the fiberglass with a hydrolyzed org ano functional silane 
coupling agent having the general formula (X) 3 Si-R 
wherein X is a hydrolyzable halogen or alkoxy group and R 
is an organic radical having functionality which is either 
capable of reacting with the curable matrix resin or at least 
highly compatible with the matrix resin. The hydrolyzed 
silane is initially adsorbed onto the surface of the glass and 
forms hydrogen bonds with free hydroxyl groups normally 
present on the glass surface. Subsequent heating of the 
coated glass surface converts these bonds to covalent silox- 
ane bonds in accordance with the following reaction sche- 
matic. 

DEPOSITION OF SILANE 



R 



(CH 3 0) 3 Si R 



HO— Si— OH 
OH 



The present invention provides a method for increasing 
the number density of hydroxyl groups on glass surfaces by 
subjecting such surfaces to a water vapor plasma treatment. 

It is known in the prior art to subject various substrates to 
a plasma gas treatment to alter the surface characteristics of 
the substrate. For example, B. Das discloses in Sample J, 28 
(2), 1992 at pages 33—39 the cold plasma treatment of 
pre-sized glass fiber bundles in the presence of an activated 
gas such as argon, oxygen, ammonia, Freon™ or a mixture 
10 of oxygen and Freon. The authors note that some sort of 
surface modification of the sized fiber surface is achieved as 
evidenced by differences in water wettability of the treated 
fibers vs. the untreated fibers. Similarly, V. Krishnamurthy et 
al. disclose in Journal of Mats Sci 24 (1989) at pages 
15 3345-3352 the argon gas plasma treatment of glass fibers to 
etch their surface and increase the surface wettability, fol- 
lowed by plasma polymerization onto the treated surface of 
selected monomers designed to enhance the adhesion of the 
treated fibers to polymer matrices. 
20 U.S. Pat. No. 4,675,205 discloses the surface treatment of 
a material, such as an epoxy/fiberglass composite, by sub- 
jecting it to a hot gaseous plasma which also may contain a 
reactive gas such as water vapor or BC1 3 . The treatment is 
disclosed to enhance the adhesion of ceramic materials 
25 subsequently coated on the plasma treated surfaces. 

However, none of these references disclose exposure of 
clean glass or fiberglass surfaces to a water vapor-containing 
plasma and the resulting generation of an increased number 
density of hydroxyl groups on such surfaces. 
30 It is also known in the art to subject various substrates to 
glow discharge (plasma) in order to clean or sterilize such 
surfaces. Such cleaning is required to prepare strongly 
adhering films via vacuum evaporation and is commonly 
used in the coating and electronics industry. Glow discharge 
35 is also used in the medical field for the cleaning and 
sterilization of microscope slides and surgical instruments. 

SUMMARY OF THE INVENTION 

The present invention provides a process for increasing 
40 the number of hydroxyl groups on a clean glass surface 
comprising contacting said surface with a radio frequency 
induced gas plasma containing water vapor. 
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OH 



OH 




Accordingly, it is evident that the quantity of hydrolyzed 
silane which can be sorbed onto and bonded to the glass 
surface is a function of the number density of hydroxyl 
groups available on the glass surface with which the hydro- 
lyzed silane can hydrogen bond. 



BRIEF DESCRIPTION OF THE DRAWINGS 



FIG. 1 depicts the sum-frequency generation (SFG) spec- 
tra showing the hydroxyl group density of a glass surface 
before and after the plasma treatment of this invention. 
FIG. 2 depicts the SFG spectra showing the adsorbed 
50 hydrolyzed silane concentration on a glass surface before 
and after the plasma treatment of this invention. 

FIG. 3 depicts the x-ray photoemission 0 1S spectra of a 
glass wafer with three different surface treatments. 
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DETAILED DESCRIPTION OF THE 
INVENTION 



Plasma gas may be generated by radio frequency (RF) 
ionization of gas molecules, usually in a reduced pressure 
chamber. Initiation of discharge within the chamber devel- 

60 ops a plasma gas which comprises a mix of positively and 
negatively charged particles arranged in such a way as to 
shield externally and internally generated electrostatic fields. 
Within these regions, activating gases or vapors display a 
wide variety of chemical properties which differ from those 

65 encountered under normal conditions. Particle separation 
within the plasma creates a potential which becomes the 
primary source of surface activation causing ionic and free 
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radical surface reactions. Water molecules present in the RF 
plasma or the plasma glow region becomes highly excited, 
ionized and disassociated. 

In accordance with this invention, a method is provided 
for increasing the density of hydroxyl groups present on the 
surface of clean glass. By the term "clean" glass is meant 
glass which is free of any pre applied surface coatings such 
as glass sizing, coupling agents or adhesive agents. 

Suitable glass includes silica, alumina, silicate and other 
oxide glasses. 

The most preferable glass is E-glass which contains about 
55 wt % Si0 2 as the main component with the remainder 
being oxides of other elements such as Al, Ca, Na, B and C. 
The glass may be in the shape of fibers, films or wafers, or 
may be particulate glass which is used as filler or a catalytic 
substrate in a number of applications. The invention is 
particularly applicable to continuous drawn fiberglass fibers 
(bundles) which are used as reinforcing fibers in the manu- 
facture of polymer bound composites. 

The glass surface treatment can be carried out by sub- 
jecting the glass surface to an RF induced gas plasma 
containing water vapor under conditions such that the water 
molecules become highly excited, ionized and disassociated. 
In this condition, the water quickly hydrates the glass 
surface which it contacts leading to increased hydroxyl 
group density on the glass surface. The process may be 
conducted at ambient temperature by passing the glass, e.g., 
continuous glass fibers, through a plasma torch or glow 
discharge which also contains added water. The water may 
be sprayed into the discharge in the form of a liquid or 
steam, or may be applied to the glass surface prior to entry 
of the glass into the discharge. The process may be con- 
ducted in the atmosphere in the presence of ordinary air or 
may be conducted in a reaction chamber in the presence of 
air or other gases such as nitrogen, helium or argon. 
Preferably, the air surrounding the glass surfaces is at least 
30% saturated, more preferably at least 50% saturated with 
water vapor during the plasma treatment. The process may 
be carried out at temperatures in the range of about 20° C. 
to 100° C, but is preferably carried out at ambient 
temperature, about 25° C. 

On a laboratory scale, the process is best illustrated using 
an inductively coupled plasma reactor, such as Bronson/IPC 
3000 or a Harrick Scientific Corporation PDC-32G, operat- 
ing at a frequency of 13—14 MHz and a power level of from 
about 50 to 150 watts. The glass sample to be treated is 
placed in the reaction chamber (also referred to as the 
vacuum envelope) which also contains a source of water 
vapor. The water vapor source may be simply water drops or 
a container of water placed in the chamber or water in the 
form of ice. Alternatively, the chamber may be equipped 
with a water inlet valve which permits the introduction of a 
water vapor or steam spray from outside the chamber. 

The reaction chamber is then evacuated using a vacuum 
pump down to a pressure of about 0.01 to 0.05 torr. Once the 
equilibrium partial pressure of water in the chamber at 
ambient temperature is reached, the glass sample is exposed 
to the low pressure RF of the plasma generator for a period 
of time ranging from about 30 seconds up to about 15 
minutes, depending on the nature of and size of the glass 
sample. 

The process may be carried out in the presence of air 
and/or one or more relatively inert gases such as argon, 
nitrogen or helium. Reactive gases such as chlorofluorocar- 
bon or ammonia should be avoided as these may lead to the 
generation of unwanted reactive species on the glass surface. 
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As indicated above, the density of the hydroxyl groups on 
the surface of glass exposed to the water vapor plasma 
treatment of the invention is increased as compared with the 
untreated glass or glass-plasma- treated in the absence of 
added water. This density increase in hydroxyl groups means 
that glass will adsorb more of the hydrolyzed coupling 
agents which initially form hydrogen bonds with the 
hydroxyl groups present on the glass surface when applied 
to such surface. Typical of such coupling agents prior to 
hydrolysis include methyl trichloro silane, methyl tri- 
methoxy silane, vinyl triethyoxy silane, gamma (amino) 
propyl triethoxy silane and other mono or polyfunctional 
alkoxy silanes as are well known in the art. 

The following Examples are illustrative of the invention. 

EXAMPLE 1 

A thin layer of E-glass was deposited on the surface of an 
equilateral sapphire prism using laser ablation. The coated 
prism was then placed in the reaction chamber of a Harrick 
Scientific Corp. model POC-32G plasma generator 
(designed to operate at a frequency of about 13 MHz). After 
evacuating the chamber down to 30 mTorr using a vacuum 
pump, the plasma generator was activated at a power of 100 
W. Approximately 1 mml of deionized water was injected 
into the low pressure RF plasma chamber until a gray-blue 
glow was obtained. The sample was exposed to this envi- 
ronment for 2 minutes. 

The density of the hydroxyl groups present on the surface 
of the glass coated prism was determined both before and 
after the treatment described above using a sum -frequency 
generation spectroscopy (SFG) technique. The SFG spectra 
of the E-glass surface before and after the water vapor 
plasma treatment is shown in FIG. 1. The SFG resonance 
intensity at 3680 cm -1 is generated by the surface hydroxyl 
group of the E-glass and a marked increase in this resonance 
is shown for the treated sample. This is indicative of an 
increase in the surface OH density. The increase in the 
surface hydroxyl group activates the nucleation of small 
water clusters with SFG resonance intensity of -3550 cm -1 . 
FIG. 1 also depicts a marked increase in the water clusters 
for the plasma treated sample. 

In FIG. 2(A) the SFG spectra of water/untreated E-glass 
and water containing coupling agent/untreated E-glass inter- 
faces are compared. In FIG. 2(B) a similar comparison is 
displayed for a treated E-glass sample. 

The SFG water signal intensities at —3200 cm -1 and 
—3400 cm -1 were reduced upon the addition of the coupling 
agent into the aqueous solution. 

This reduction indicates a displacement of water and thus 
adsorption of coupling agent onto the E-glass substrate. SFG 
spectra, shown in FIG. 2, exhibit a greater reduction in the 
interface water signal for the plasma treated substrate. This 
indicates a higher interfacial bond number density between 
the substrate and coupling agent. 

EXAMPLE 2 

A thin wafer (0.4 mm. thick and 1.0 cm in diameter) was 
cut and polished (using 0.4 micron diamond phase) from a 
1.0 cm rod of E-glass. The sample was placed on a quartz 
plate in a furnace in ambient air at 815° C. for 30 min. The 
sample was then transferred hot from the furnace to the XPS 
(X-ray Photoemission Spectroscopy) system. High resolu- 
tion spectra of the 0 ls transition (characterizing the distri- 
bution of oxygen chemical species in the detected volume of 
the near surface region of the sample) were collected at an 
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angle of 85° between the detector axis and the surface 
normal. Spectra collected in this manner are sensitive to only 
the first few monolayers of the surface of the bulk sample. 
The 0 ls spectrum, shown in FIG. 2A, is thus representative 
of the distribution of oxygen containing species present in 
the first few monolayers of the E-glass surface as it emerges 
from the melt and is cooled in ambient air. In order to 
determine the effect on the distribution of oxygen containing 
species on the surface of the E-glass sample, this analysis 
procedure was repeated with two additional surface treat- 
ments. Treatment #1 consisted of heating the wafer to 815° 
C. for 30 min. in ambient air; transferring the hot wafer to 
the chamber of a Harrick Scientific Corp. model POC-32G 
plasma generator; evacuating the chamber to 0.015 Torr.; 
backfilling the chamber with water vapor from an external 
water reservoir maintained at 50° C; adjusting the pressure 
in the chamber of the plasma generator so as to just prevent 
extinguishing the plasma at a power level of 100 watts while 
continuously pumping the chamber and exposing the surface 
of the wafer to the plasma for various periods of time prior 
to removal for analysis by XPS. FIG. 3C, shows the 0 ls 
spectrum of plasma treated sample held in contact with the 
plasma for 15 min. Quantitative analysis of the increase in 
the surface hydroxyl density produced by the plasma treat- 
ment was carried out by curve fitting the 0 ls spectrum of 
FIG. 3C using the data of FIG. 2A to correct for the species 
present in the original surface prior to the plasma treatment. 
Table 1 shows that the surface hydroxyl density on the glass 
surface has been increased relative to the sample cooled in 
ambient air. Treatment #2 consisted of removing the sample 
from the furnace at 815° C. after 30 min. and quenching the 
wafer to room temperature using an ultra sonic atomized 
water spray prior to analysis by XPS as before. FIG. 3B 
shows the resulting 0 ls , spectrum of the E-glass surface and 
Table 1 summarizes the corresponding change in the surface 
hydroxyl density calculated from these data using the same 
analysis methodology. It is clear from the data of Table 1 that 
the plasma treatment significantly enhances the surface 
hydroxyl density relative to both the air cooled and water 
quenched surface treatments. 

FIG. 3 depicts the X-ray Photoemission 0 ls , spectra of an 
E-glass wafer with three different surface treatments. FIG. 



3A is for an E-glass surface cooled to room temperature 
from 815° C. in air. FIG. 3B is for the same E-glass 
quenched to room temperature from 815° C. in an atomized 
water spray. FIG. 3 C is for the same E-glass surface after the 
plasma treatment of this invention. 

Table 1 depicts the results of quantitative analysis of the 
spectra of FIG. 3 for the change in the surface hydroxyl 
density of the E-glass surface after the plasma treatment of 
this invention as compared to typical surface treatments of 
the E-glass surface used in the production of continuously 
drawn E-glass fiber. 

TABLE 1 
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Sample 


Increase in surface hydroxyl concentration 
relative to air cooled surface 


A 


0 


B 


5.1% 


C 


47.9% 



What is claimed is: 

1. A process for increasing the number density of 
hydroxyl groups on a clean glass surface comprising con- 
tacting said surface with a radio frequency induced gas 
plasma containing water vapor. 

2. The process of claim 1 wherein said plasma is at least 
about 30% saturated with water vapor. 

3. The process of claim 2 wherein said plasma is at least 
50% saturated with water vapor. 

4. The process of claim 1 wherein said gas comprises air. 

5. The process of claim 1 wherein said glass comprises 
glass fibers. 

6. The process of claim 1 wherein said contacting takes 
place at a temperature in the range of about 20° C. to 100° 
C. 

7. The process of claim 6 wherein said temperature is 
about 25° C. 

8. A hydroxyl group — containing glass surface prepared 
by the process of claim 1. 



